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57 ABSTRACT

- Hydrophilic additives are provided which may be intro-
duced into fibrous articles to provide improved water
absorbency and charge dissipation properties which
resist abrasion and laundering. The fibrous articles are
treated by contacting the articles with at least one hy-
drophilic additive and nitrogen catalyst under condi-
tions sufficient to incorporate additive and catalyst in
the article, followed by heating the treated article to
obtain the desired fiber characteristics.

- 14 Claims, No Draivings
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FIBER MODIFICATION COMPOSITIONS AND
PROCESS

BACKGROUND OF THE INVENTION

1. Field of the Invention

This invention relates to process and composition for
the treatment of fibers or articles fabricated therefrom,
and more particularly to process and composition for
imparting wettability to artificial fibers, and more spe-
cifically to polyethylene terephthalate fibers.

2. Description of the Prior Art

In the past, synthetic fibers have found widespread
acceptance in industry and consumer use due to the
strength, toughness and higher modulus of these fibers
and the goods made therefrom. However, in spite of the
positive features, there are also certain properties of
synthetic fibers which are objectionable to the con-
sumer. Among these, the fibers are generally hydropho-
bic and therefore unable to absorb and transport mois-
ture and to dissipate static charge. They also exhibit a
propensity to accept and to hold soil deposits. In addi-
tion, polyethylene terephthalate fibers, in particular, are
difficult to dye with dispersed and water based dyes.

Prior practitioners have attempted to eliminate the
negative aspects of synthetic fibers by approximation of

2

ity and charge dissipation properties to a wide variety
of fibers and articles fabricated therefrom. As used
herein, the term “fibrous article” is intended to refer to
monofilament fibers, fiber bundles and articles fabri-
cated therefrom (e.g., textile fabrics), woven and non-
woven. These fiber additives may provide improved
wettability, charge dissipation or both to a fibrous arti-
cle, with various degrees of laundry stability and abra- -

- sion resistance, allowing the production of fibrous arti-

10

15

20

23

natural fibers in their ability to interact with water. In

the literature, there are several approaches to this prob-
lem: First, hydrophilic polymers are formed by poly-
merization of new monomers with pendant hydrophilic
groups or by copolymerization of the existing mono-
mers with new hydrophilic monomers. Secondly, hy-
drolysis of the surface of the fiber has been performed in
order to form —OH groups on the surface. Also, graft-
ing of hydrophilic units of the fiber surface has been
attempted. Finally, polymeric, hydrophilic, water-
insoluble finishes have been applied to finished goods
made from the synthetic fiber.

The first approach is in fact a rejection of the existing
fibers and requires preparation of a completely new
fiber, which will result in considerable expense con-
nected with the introduction of a new generic fiber on
the market. The second approach, namely that of hy-
drolysis of the polymer surface, is a very delicate opera-
tion and may lead to a lower molecular weight species
at the fiber surface, decreasing the stability of these
species on washing. Deeper hydrolysis may result in
partial degradation of the polymer and therefore further
decrease the fiber strength. |

Grafting of hydrophilic species such as acrylic acid
on the fiber surface is a radical reaction usually initiated
by gamma radiation or other high energy sources. The
main disadvantage is a lower efficiency of radical for-
mation on the polymer backbone and easy polymeriza-
tion of acryclic acid into polyacrylic acid without any
chemical bonding to the fiber surface.

Finally, the application of polymeric textile finishes
normally leads to modifications of low durability on
abrasion and usually creates a barrier to subsequent
dyeing of the treated fabric. The application of a poly-
meric textile finish is therefore usually the last operation
in manufacture of the final goods. Since the finishes are
generally soft plastic polymers, they may serve as soil
traps.

SUMMARY OF THE INVENTION

In accordance with the present invention, there are
provided hydrophilic additives for imparting wettabil-
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cles having a wide range of surface properties.

The desired water absorbency can be achieved by: (a)
contacting the fibrous article in liquid medium with (1)
at least one hydrophilic additive of the present inven-
tion and (2) a suitable nitrogen catalyst under conditions
sufficient to incorporate additive and catalyst in the
article; and (b) heating the treated fibrous article.

It has been found by observation of fiber surfaces
using scanning electron microscopy that, by the process
of the present invention, hydrophilic additives are in-
corporated into the fiber surface and become an integral
part of the fiber, in contrast to the non-compatible poly-
meric hydrophilic chemicals of the prior art. The se-
lected hydrophilic additive and nitrogen catalyst are
incorporated into the fiber matrix for reaction of the
hydrophilic compound near the fiber surface to form
oligomeric particles which are entangled in the fiber
matrix of the original polymer. Thus, a fiber is produced
which tends to retain its wettability and charge dissipa-
tion properties longer than fibers provided with poly-
meric hydrophilic coatings of the prior art since the
hydrophilic surfaces formed by the present invention
resist being abraded away with wear or laundering.

In addition, it has been surprisingly discovered that
the hydrophilic surfaces produced in accordance with
the process of the present invention do not prevent dye
penetration and, hence, the treated fibrous articles may |
be subsequently dyed. Moreover, it has been observed
that the additives of the present invention do not appre-
ciably transfer from the treated fibrous article to an
untreated fabric or fiber, thereby enabling laundering or
further processing of the treated fibrous articles to-

gether with untreated fabric or fibers without substan-

tial transfer of the hydrophilic additives.

Thus, the additives of the present invention may be
Incorporated into a fiber, yielding a modified fiber from
which a desired fabricated article (e.g., wearing ap-
parel) may be made by use of standard fiber processing
steps, such as crimping, twisting, knitting, weaving, etc.
without destroying the modified surface properties of
the fiber. o |

DETAILED DESCRIPTION OF THE
INVENTION

The hydrophilic additives which may be employed as
fiber additives in the practice of the present invention
are compounds having per molecule (1) at least two

ether linkages, (2) at least one —OH group and (3) at
least one epoxide o

O

/\
~ (te., —CH,—CH,)

group. Preferred are compounds falling within the
above group which contain at least two epoxide groups
and at least two —OH groups per molecule. Thus, there
may be employed as the hydrophilic additive such com-
pounds as monofunctional and polyfunctional epoxides,
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provided the compound(s) selected also contain at least
two ether linkages per molecule and at least one —OH

group per molecule.
Exemplary of additives which may be employed in

the practice of this invention are: 5
E E (A)
E E 10

wherein two E groups are E;, and two E groups are E,,
wherein E, and E, are the same or different and are
selected from the group consisting of —CON(R,),, and
—CO,R, wherein r is an integer of 1 to 5, and R, 1s a
monovalent radical of the formula

15

|
TZ

_[(CHQFI—-(CH)H——(CHZ)H—O ] —T,, "

m

wherein m is an integer of O to 10; p,, p, and p; are each
integers and are 0 or 1; T, is selected from the group
consisting of hydrogen, —OH, —T;and —OT; T is1n 55
each occurrence independently selected from the group
consisting of radicals of the formula

_[(CHQFS(IJH—(CH,)M—O :I —A,, 20
D’ m

wherein m’ is an integer of O to 10, p, and ps are each
integers and are O or 1, Ais a member selected from the
group consisting of hydrogen, alkyl radicals of 1 to 3 35
carbon atoms, an epoxide group of the formula

O

/ N\
—CH,—CH—CH,,

and D’ is selected from the group consisting of hydro-
gen, —OH, alkyl radicals of 1 to 3 carbon atoms and
oxyalkyl radicals of 1 to 3 carbon atoms; with the provi-
sos that (1) at least one E group must contain at least 45
one —OH group; (2) at least one of E; and E, must
contain at least one epoxide group; and (3) when E; and
E, are the same, E; and E, must each be —CO;R,
wherein R, is a monovalent radical selected from the

group consisting of (i) radicals of the formula 50

_— CH2 CHC Hzo (CHECHZO) mHCHECH— CHz, and

I N/
OH O
(ii) radicals of the formula 33
-—(CHZ(':HCI-IZO) (CHZ(IIHCHZO)m::CHZC{{—}CHZ,
OH OH O
60
wherein m’’ is an integer of from 3 to 8§;
L, (B)
L, 65
L3

4

wherein L,, L, and L, are independently selected from
the group consisting of —CON<R,), and —CO,R,
wherein R, is as defined above, with the provisos that
(1) at least one of L, L, and L;must contain at least one
—QOH group; (2) when L, and L, are not the same, at
least one of L;, L, and L;must comprise —CO,R;; (3) at
least one of L;, L, and L; must contain at least one
epoxide group; and (4) when L., L, and I.;are the same,

they are each —CO,R,, wherein R, 1s as defined above;

D, (8

D,

wherein D, and D, are the same or different and are
monovalent radicals of the formula —CO,R, wherein
R,is as defined above, with the provisos that (1) at least
one of D, and D, contain at least one —OH group; (2) at
least of D, and D, must contain at least one epoxide
radical; and (3) when D, and D, are the same, they are
each —CQO,R,, wherein R, is as defined above; and with
the further provisos that (1) when T,1s —T, or —OT,,
m'’ for T, cannot be greater than 4; (2) the sum of p;, P,
and P, must be at least 2; (3) the sum of p,and psmust be
at least one; and (4) Zm;must be at least 2; and mixtures
thereof. |

The term alkyl employed in the definition of the
monovalent radicals A, and D’ is meant to include
branched and straight-chained radials.

The term “2Zm;”’ employed herein is intended to mean
the sum of the integers comprising m, m’' and m'' in each
occurrence of these integer variables in the defined R,
and R, radicals per molecule of hydrophilic additive. As
each of these integer wvariables are associated with
groups containing ether linkages, the requirement that
“Zm;must be at least two”’ ensures that the hydrophilic
additive contains at least two ether linkages per mole-
cule of additive.

A preferred range for m is from O to 7, and a pre-
ferred range for m’' is from O to 4. Preferably, T, is
selected from the group consisting of hydrogen, —OH
and —OT;and A,is an isocyanate group, with the inte-
gers m and m’ being defined by their respective pre-
ferred ranges. |

Within Class A, E, and E, are preferably the same or
different and are —CON(R,), or —CO;R,, and most
preferably —CO,R,, in which R, is as defined above.

Preferred Class B additives are those in which L, L,
and L, are the same or different and are —CO;R,.

The hydrophilic additives of Class A may comprise
one isomer of the Class A formula, e.g., the “para-iso-
mer”’ in which the E, groups are in a para position with
respect to each other, and thus in which the E, groups
are in the para position with respect to each other; or
the “meta-isomer” (in which the E, groups are in a meta
position with respect to each other, and thus in which
the E, groups are in a meta position with respect to each
other). Mixtures of Class A i1someric additives, e.g.
mixtures of meta- and para-isomers of Class A, may also
be employed. Preferably, approximately 50:50 mole
mixture of the para- and meta-isomers of Class A addi-
tives are employed in accordance with the process of
the present invention.



S

C may be employed singly or in combination. Preferred
hydrophilic additives of Class B are Class B additives in
which at least two of L;, L, and L, are —CO,R;, e.g.,
the para—CQO,R, Class isomeric additives (wherein L,
and L, are —CO,R; and are located in a para position
with respect to each other), and the meta—CO,R, Class

4,087,246

Similarly, each isomeric additive of Class B and Class

6

" B additives (wherein the —CO,R, groups are in a meta
- position with respect to each other). Approximately

50:50 molar mixtures of these para-and meta-CO,R,
Class B additives are especially preferred.

Examples of hydrophilic additives falling within the
above classes are as follows:

Class A
E,
(1) —co2CH2(I:HCH20(CHICH20),,CHZC{I-7(:}12,'
| OH O
(2) H
(3) )
(4) ¥ -
(3) —COZ(CHI(IJHCHZO)ICHZC{I-;CHZ
OH o
(6) —CO,(CH,CH,0),CH;
(7) | ?H
—COZ(CHZCHCHZO)ZCHZC{{—/-CHi |
| I
Class B |
(8) Z(CHZCHZO),CH,,

|- L
OH | O

@

COZCHZCHCHZO(CHZCHEO)‘;,CHZCH—-CHZ

| \ /
OH 0

9) CO;CHZCH(OH)CHZO(CHZCHZO)GCHZCH—CHZ |

\ /
©

0

@

COZCHch(OH)CHZO(CHZCHZO)GCHZCH-—CHE

\ /
O

(10) CO,[CH,CH(OH)CH,0],CH,CH—CH,

\ /
0

O

\ /
0 :
(1) CO,CH,CH,0),CH,

COZ[CHZCH(OH)CHIO]ZCHZC{I_-;CHZ
O .

@

COZ(CHZCHZO)-,.CH3
(12) CO,(CH,CH,0),CH,

| \ /
CH, 0

©

CO,CH(OH)CH,0(CH,CHO),CH,CH—CH,

I \ /
CH, 0

CO,CH,CHCH,O(CH,CH;0) CH,CH—CH,

CO,CH(OH)CH,0(CH,CHO),CH,CH—CH, -

n=3

whereinn =4 | | oo
whereinn =7 - o
whereinn = 8 |

a f-COI'CHZ(IZHCHzO(CH2CH20)6—ICHZC{I7CH2
~  OH . O
- . (CH,CH,0);C,H;

- =—CON |
N\ | o
(CH,CH,0);C,H;

COZCHZCH(OH)CHZO(CHZCHZO)GCHZCE-7CH2 |
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-continued
(13) (CH,CH,0),CH,
CON
N\
(CH,CH,0),CH, /0\
CQO,[CH,CH(OH)CH,0],CH,CH—CH,
O
/ \
Class C
D,
with D, in ortho-, meta-, or para-
D
’ position, wherein
(14) (l)H
O
(15) (i.)I-I
Dl == DZ = ﬂCOz[CHzCHCH:O]zCHzC{'I'7CH2
O
(16) p, =D, = -—COZCHZ(l.“,HCHIO[CH2(|3H0]4CH2C{I—;CH2
OH CH, O

In addition to having the foregoing chemical struc-
ture, the hydrophilic additive must also possess certain
physical properties. The additives must be substantially
thermally stable at the temperature used in the heat
treatment step, which will generally range from about
90° to 230° C. An additive is thermally stable if it sur-
vives the heat treatment process without forming unde-
sirable heat decomposition products and without de-
composing to such an extent as to lose an appreciable
~ amount of the effectiveness in imparting wettability and
anti-static properties to the filament. In addition to
being thermally stable, the additive must be also non-
fugitive, 1.e., not appreciably volatile, at the selected
heat treatment temperature, otherwise it would escape
from the filament. To be suitable, the additive must
have a strong ability for hydrogen bonding, as indicated
by possessing solubility in polar solvents such as water,
methanol or ether solvents (e.g., dioxane).

Suitable nmitrogen catalysts which may be used in-
clude tertiary amines, (2) amino acids (e.g., €-aminoca-
proic acid, glycine, lysine, etc.), (3) caprolactam, and (4)
mixtures thereof. Suitable tertiary amines include
amines wherein the N-H hydrogens are substituted by
members selected from the group consisting of alkyl
radicals of 1 to 5 carbon atoms, aryl radical, alkyl-sub-
stituted aryl radicals having a total of from 7 to 10 car-

bon atoms, aryl-substituted alkyl radicals having a total
of from 7 to 10 carbon atoms and mixtures thereof and

heterocyclic amines having from 5 to 9 ring carbon
atoms. Examples of these tertiary amines are butyldime-
thylamine, trimethylamine tributylamine, tripentyla-
mine, dimethyl-sec-butylamine, benzyldiphenylamine,
benzylethylphenylamine, benzylethyl 2-tolylamine, tri-
benzylamine and pyridines and piperidines wherein the
N-H hydrogen is substituted by alkyl having from 1 to

> carbon atoms or aryl.

Fiber Preparation

In accordance with the process of the present inven-
tion, a fibrous article is contacted with the selected

hydrophilic additive and nitrogen catalyst, followed by
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heating the treated article for reaction of additive
within the fibrous article to achieve the desired fiber
properties. | -

It 1s preferred that the article be contacted for absorp-
tion of additive and nitrogen catalyst therein. However,
this is not required, and the additive and catalyst may be
adsorbed on the surface of the fibrous article since it has
been found that both adsorbed and absorbed additive
will, during the subsequent heating step, penetrate the
article and react therein to provide the desired hydro-
philic fibrous article. As used herein, therefore, the
terms “incorporated into” and “incorporate in” (as
applied to the presence of additive and catalyst on or in
a fibrous article) are intended to include both adsorption
and absorption of additive and catalyst.

The selected hydrophilic additive and nitrogen cata-
lyst may be employed in an organic or a substantially
neutral-pH aqueous medium (e.g., a pH of from 6 to 8)
in a wide variety of concentrations. While the amount
of additive incorported into the liquid medium for
contact of the fibrous article will of course, vary widely
depending upon the additive selected, the fiber to be
treated, the fiber properties desired, and other factors,
the additive is generally incorporated into the liquid
medium in an amount of from about 0.1 to 5% by
weight, and most preferably from about 0.5 to 2% by
weight. Nitrogen catalyst is generally used in an amount
of from about 0.1 to 5 weight percent, based on the total
weight of additive in the liquid medium. However,
larger or smaller amounts of nitrogen catalyst may also
be used.

Thus, the fibrous article may be contacted with the
selected additive and catalyst by several methods. For
example, the article may be contacted with (1) an aque-
ous solution of the additive containing the nitrogen
catalyst, or (2) an organic solvent containing the cata-
lyst and having the additive dissolved therein. The
temperature of the liquid medium used to treat the arti-
cle and the time for which the article is contacted with
the liquid medium is also not critical. Generally, how-
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ever, the temperature will vary from about 10° to 60° C,
and preferably from about 15° to 40° C., and the time
from about 0.01 to 1 hour, and preferably from about
0.05 to 0.5 hours. However, higher and lower tempera-
tures and shorter and longer contact times may be em-
ployed with advantageous results.

The amount of hydrophilic additive to be incorpo-
rated into the fibrous article by the present invention
will vary widely depending upon the additive selected,
the surface properties sought, the fiber treated, and
other factors. Generally, however, the hydrophilic ad-
- ditive 1s incorporated into a fibrous article in an amount
of up to about 5 percent by weight, preferably from
about 0.5 to 3 percent by weight, and most preferably
from about 1 to 2 percent by weight of the article. Thus,
the quantity of hydrophilic additive that is contained in
the liquid medium will generally be sufficient to provide
a fibrous article having the additive incorporated
therein in the above amounts, e.g. up to about 5 percent
by weight of the fibrous article.

When it 1s desired to employ an organic solution of
the hydrophilic additive, the organic solvent selected
will, of course, depend upon the solubilities of the addi-
tive in the solvent. Suitable organic solvents may be
easily determined by routine experimentation and in-
clude: ethers (e.g., dioxane); ketones (e.g., acetone);
alcohols (e.g., 1sopropanol); chlorinated hydrocarbons
(e.g., chloroform); and aromatic and substituted aro-
matic hydrocarbons (e.g., benzene, toluene and chlori-
nated benzenes). It is preferred, however, that the or-
ganic solvent selected for use not also be a solvent for
the fibrous article which is being treated to prevent
substantial degradation of the fiber when the additive
solution is brought into contact therewith.

The fibrous article may be contacted with a liquid
medium containing the selected hydrophilic additive
and nitrogen catalyst by any standard method employed
in the industry to contact a liquid and fiber filaments or
articles fabricated therefrom. In the preferred practice,
the fiber is first formed into a fabricated article such as
an article of clothing which is then contacted with the
hquid medium containing the selected additive.

It will be appreciated that the hydrophilic additives
of the present invention may be applied to a fibrous
article by spraying the additive thereon, as from an
aerosol formulation comprising (1) a liquid medium
containing the additive and (2) a suitable aerosol propel-
lant. The precise aerosol formulation selected is, of
course, in no way critical to the present invention, and
the liquid medium may also contain such surface active
agents as are necessary to disperse or dissolve the se-
lected additive in the liquid medium which is employed
in the event the additive 1s not soluble therein.

It will also be appreciated that the fibrous article may
be contacted with the liquid medium containing the
hydrophilic additive either before, during or after the
article 1s contacted with a liquid medium containing the
nitrogen catalyst. Thus, for example, sequential dipping
of a fibrous article into separate liquid media containing
the additive or nitrogen catalyst may be employed.
However, to prevent a subsequent dipping step from
solubilizing and washing away additive or catalyst ap-
plied 1n a previous step, sequential dipping is preferably
employed only with additive/catalyst systems that have
different solubilities using solvents that will not solubi-
lize an ingredient previously applied, and the fibrous
article is preferably air dried between dipping steps. For
example, as amino acids are soluble 1n water but insolu-
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10

ble in dioxane, a fibrous article may be treated by se-
quentially dipping the article into an aqueous solution of
the amino acid catalyst and then, preferably after air
drying the article, into a dioxane solution containing the
selected hydrophilic additive.

Both the aqueous and organic liquid mediums may
also contain a dye to enable concurrent dyeing and
additive absorption. The dye selected is not critical and
dyes such as dispersed dyes (e.g. Resolin Blue FBLB
and Nacelan Blue FFRN (C.I. Disperse Blue Three)
have been found quite satisfactory. The quantity of dye
employed is not critical and may be used in the amounts
conventionally employed to obtain the desired shade.

Following treatment of the fibrous article with the
selected liquid medium, the article is subjected to a heat
treatment, preferably after being air dried, in order to
achieve the desired hydrophilic properties. While air
drying of the fibrous article is not generally required,
the article is preferably air dried prior to annealing to
prevent premature inactivation of the epoxide group by
reaction with water on the fiber.

The fibrous article contacted with the selected hy-
drophilic additive and nitrogen catalyst may be heat
treated by annealing the fibrous article (e.g., in a circu-
lating or static air oven) under conditions sufficient to
etfect reaction of the additive molecules absorbed in the
fibrous article, that is, for reaction of the epoxide
group(s) with the —OH group(s) contained in the hy-
drophilic additive. The temperature of heat treatment
may vary widely, but is generally from about 90° to
230° C., and preferably from about 120° to 150° C. The
time of such heat treatment is not critical, but is gener-
ally from about 5 seconds to about 240 minutes. Like-
wise, the pressure in which the annealing heat treatment
1s performed is not critical and atmospheric pressure has
been found to be quite satisfactory.

The present invention advantageously improves the
water absorption and/or charge dissipation properties
of filaments prepared from any fiber-forming thermo-
plastic resin, such as polyamide, polyester, polyacrylo-
nitrile and blends thereof. Particularly good results are
obtained with polyester fibers and articles fabricated
therefrom, especially with fibrous articles containing
polyethylene terephthalate and/or polybutylene tere-
phthalate. When polyester fibers and fabricated articles
are treated, especially preferred results are obtained
using the hydrocarbon ether/hydroxy additives of
Class A and Class B.

The hydrophilic additive may be incorporated into
the fiber and the fiber heat treated before or after the
application of a spin finish to the fiber and before or
after crimping or texturizing of the fiber. Spin finishes
which may be employed are conventional and should be
selected to prevent inclusion of a component of the spin
finish which substantially reacts with either the fiber,
hydrophilic additive, or nitrogen catalyst. The spin
finish may be employed in any amount conventionally
used to produce the intended processing characteristics
of the extruded fiber. The selected hydrophilic additive
and nitrogen catalyst may also be incorporated into a
fiber from which the spin finish has been removed, as by
employing a conventional scouring process (e.g., wash-
ing with a soap solution). However, unscoured fiber

may also be treated in accordance with the process of
the present invention.
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SYNTHESIS OF HYDROPHYLIC ADDITIVES

The hydrophilic additives of the present invention
may be prepared by conventional methods. Thus, the
additives of Class A may be prepared by reaction of a
polyether alcohol with pyromeliitic anhydride, fol-
lowed by reaction of the resulting compound with the
desired epoxide compound. Likewise, pyromellitic acid
may be reacted with the desired epoxide compound to
form Class A additives wherein E; and E, are the same
and are —CO,R,, wherein R,1s as defined above for the
additives of Class A.

Similarly, Class B additives may be prepared either
(1) by reaction of polyether alcohols and trimellitic
anhydride followed by reaction of the resulting inter-
mediate with an epoxide compound, or (2) by reaction
of trimellitic acid with the selected epoxide compound.
The Class C additives may be prepared, for example, by
reacting benzene dicarboxylic acid with the selected
epoxide compound.

The process of the present invention may be further
illustrated by reference to the following examples. In
the examples below, the term “laundry cycle” is in-
tended to refer to one washing in an automatic washer
(Sears, Kenmore) in hot water (about 140° F) using one
cup of Tide detergent at a constant load of 3 pounds.
The samples were dried for 30 minutes in an automatic
dryer (Sears, Kenmore) at a temperature of about
140°-160° C. Static charge dissipation in the following
examples was measured either by use of a voltameter
manufactured by Rotchield (Zurich, Switzeriand) or by
the AATCC cling test, as established by the American
Association of Textile Colorists and Chemists.

The ability of a treated fabric to wick with water was
determined as follows: a strip of the cloth to be tested 1
inch wide and 10 inches long was marked 1 inch from
the bottom by a horizontal line using a lead pencil.
From the 1 inch horizontal mark to the top of the strip
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placing a drop of water on the cloth using a standard
eye dropper (having a diameter of about one-eighth
inch). The time required for the drop to spread and be

completely absorbed by the cloth 1s recorded. |

EXAMPLES 1-2

In the following Examples, a 10 in X 15 in. sample of
single knit cloth, manufactured from polyethylene tere-
phthalate fiber, was thoroughly immersed in a liquid
medium containing the selected nitrogen catalyst and a
50:50 mixture of the ortho—CQO,R; and para—CO,R;
isomeric additives of Class B wherein L, and L, are the
same and are each —CO;(CHZCHO),,CH;;, wherein

average n = 7, and L, is

--COZCHZ?HCHEO(CHZ(IJHO),,,CHZC{I—}CHZ,
OH CH, 0

wherein average m = 4.

The liquid contained hydrophilic additive in an amount
sufficient to provide a total additive concentration on
the cloth, after air drying as described below, of about
1 percent by weight of the cloth. The nitrogen catalyst
was employed in the liquid medium 1n a catalyst-to-
additive mole ratio of about 0.1 to 1. After immersion in
the liquid, the cloth samples were then hand wrung to
remove excess liquid and air dried. The air dried sam-
ples were then annealed in a circulating air oven for the
indicated time at the selected temperature.

The annealed cloth in each example was then tested
to determine charge dissipation, wettability and wick-
ing. The data thereby obtained are set forth in Table L
Attention is drawn to the greatly improved cloth prop-
erties as compared to the untreated control sample
which was merely immersed in water, hand-wrung,
air-dried and annealed at the indicated temperature for

15 minutes.

Table I
Annealing Conditions
Charge
Example Nitrogen Temp Time Dissipation Wettability Wicking
No. Catalyst Liquid ("C.) (min.) (Sec.) (Sec.) (Inch)

Control — water 160 15 > 1800 > 360 1.2

1 AC water 160 15 68 2 5.5

2 AC water 160 15 — 4 3.5

AC = € - amino caproic acid

three parallel vertical lines were made by a marking pen
containing ink soluble in water. A weight was placed at

the bottom of the cloth strip, and the strip was hung 20

over a dish to which distilied water was then added
until the water level reached the 1 inch horizontal mark
on the strip. The height of the wicked water level on the
strip was then read at the selected time increments, with
zero time defined as the moment when water reached
the 1 inch horizontal mark.

The wettability of a tested cloth was determined by
placing the tested cloth on top of a small glass dish, and

EXAMPLES 3-4

To determine the effect of washing on cloth treated in
accordance with the process of the present invention,
cloth samples of double knit Dacron 56 were prepared
as in Examples 1 and 2 and tested after annealing to
determine wettability, wicking and charge dissipaton.
The samples were then subjected to 10 laundry cycles,
after which the above values were again determined. .
The data obtained are set forth in Table II.

Table I1

Annealing Before Washing After 10 Laundry Cycles

conditions Wettability Wicking Wettability Wicking

Example Nitrogen Temp. Time Charge Dissipation Charge Dissipation

No. Catalyst  Liquid °"C) (Min) (sec) (inch) (sec) (sec) (inch) (sec)

3 AC water 160 5 1 1.5 35 2 7.5 1800
15 2 7.8 100 1 7.8 > 1800
30 1. 1.9 950 1 7.9 > 1800
60 I 7.8 1500 I 7.8 > 1800
4 TBA dioxane 160 5 1 7.5 143 1 1.5 ~ 1800
15 1 7.8 225 1 7.9 1275
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‘Table II-continued
Annealing Before Washing After 10 Laundry Cycles
conditions Wettability Wicking Wettability Wicking
Example Nitrogen Temp. Time Charge Dissipation Charge Dissipation
No. Catalyst Liquid "C) Min) (sec) (inch) (sec) (sec) (inch) (sec)
30 ] 7.8 1085 1 7.8 1150
60 1 1.1 > 1800 1 7.0 > 1800
TBA = tribenzyl amine; AC = epsilon-amino caproic acid

To determine the effect of annealing time on the
amount of hydrophilic additive incorporated into cloth
treated in accordance with the process of the present
invention, double knit Dacron 56 polyester cloth sam-
ples were prepared as in Examples 1 and 2 and, after
air-drying, were annealed at 160° C. for various time
intervals and the percent additive remaining on the
cloths after 10 laundry cycles was determined. The
concentration of additive on the cloth after annealing
and before washing was taken to be 1009%. The results
of these tests are summarized in Table III, wherein the
amount of additive remaining on the cloth is expressed
as a function of annealing time and temperature.

Table III

Weight Percent of Initial
Additive Remaining on

Anneal- Cloth After 10 Laundry
Ex. Nitrogen ing Cycles: Annealing Time
No. Catalyst Liquid Temp. 5 15 30 60 (min)
5 AC water 160° C 18 22 4 67
6 TBA dioxane 160° C 40 59 68 77

AC =e¢- aminocaproic acid; TBA = tribenzylamine

While there have been described various embodi-
ments of the invention, the methods described are not
intended to be understood as limiting the scope of the
invention as it 1s realized that changes therewithin are
possible and 1t 1s further intended that each element
recited in any of the following claims is to be under-
stood as referring to all equivalent elements for accom-
plishing substantially the same results in substantially
the same or equivalent manner, it being intended to
cover the invention broadly in whatever form its princi-
ple may be utilized.

We claim:

1. A hydrophilic fiber additive comprising a member
selected from the group consisting of compounds hav-
ing the formula:

(A)

E E

wherein two E groups are E;, and two E groups are E,,
wherein E, are E, are the same or different and are
selected from the group consisting of —CON(R,),,
—CONH(CH,),NCO and —CO,R; wherein r is an inte-
ger of 1 to 5, and R, is a monovalent radical of the
formula

_TH
|

-[(CH,)PI-—(CH)H—(CHQH-O :|
T

m

wherein m is an integer of 0 to 10; p,, p, and p, are each
integers and are O or 1, T, is selected from the group
consisting of hydrogen, —OH, —Tand —OT,, T,is in
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each occurrence independently selected from the group
consisting of radicals of the formula

—Al?

--[(CH,)FSCH—
D

(CHy),—O ]

m!

wherein m' is an integer of 0 to 10, p, and p; are each
integers and are 0 or 1, A, is a member selected from the
group consisting of hydrogen, alkyl radicals of 1 to 3
carbon atoms, an epoxide group of the formula

O

7/ \
_— CHZ_ CH— CHz,

and an isocyanate group of the formula —NCO, and D’
1s selected from the group consisting of hydrogen,
—OH, alkyl radicals of 1 to 3 carbon atoms and oxyal-
kyl radicals of 1 to 3 carbon atoms; with the provisos
that (1) at least one E group must contain at least one
—OH group; (2) at least one of E, and E, must contain
at least one epoxide or isocyanate group; and (3) when
E, and E, are the same, E; and E, must each be —-
CO,R, wherein R,is a monovalent radical selected from
the group consisting of (i) radicals of the formula

—CH,CHCH,0(CH,CH,0),,.CH,CH——CH,, and

| N/
OH 0

(1) radicals of the formula

— CH2CHCH20) (CH2CHCH20) m"CHz(:H___ CHz,

I ] N\ /
OH OH o

wherein m"” is an integer of from 3 to 8;

L, (B)

L,

wherein L, L, and L, are independently selected from
the group consisting of —CON(R;), and —CO,R,
wherein R, is as defined above, with the provisos that
(1) at least one of L, L., and L, must contain at least one
—OH group; (2) when L, and L, are not the same, at
least one of L,, L, and L; must comprise —CO,R ;; (3) at
least one of L;, L, and L; must contain at least one
epoxide or isocyanate group; and (4) when L,, L, and
L;are the same, they are each —CO,R,, wherein R, is as
defined above;
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D, (©)

D,

wherein D, and D, are the same or different and are
monovalent radicals of the formula —CO,R,, wherein
R, is as defined above, with the provisos that (1) at least
one of D, and D, contain at least one —OH group; (2) at
least one of D; and D, must contain at least one epoxide
or isocyanate radical; and (3) when D, and D, are the
same, they are each —CO,R,, wherein R, is as defined
above: and with the further provisos that (1) when T, s
—T;or —OT,, m’ for T,cannot be greater than 4; (2) the
sum of p,, p; and p; must be at least 2; (3) the sum of p,
and ps must be at least one; and (3) 2m;must be at least

2: and mixtures thereof.
2. Hydrophilic fiber additives according to claim 1

wherein the additive is soluble in a polar solvent se-
lected from the group consisting of water, methanol and

ether solvents.

3. A process for treating fibrous articles from fiber-
forming thermoplastic material to provide improved
water absorbency and charge dissipation properties,
which comprises (1) contacting the fibrous article with
“liquid organic or aqueous medium containing at least
one hydrophilic fiber additive together with at least one
nitrogen catalyst under conditions sufficient to incorpo-
rate additive and catalyst into the fibrous article and
then (2) heating the fibrous article for reaction of said
incorporated additive in said fibrous material; said hy-
drophilic fiber additive comprising a member selected
from the group consisting of compounds having per
molecule (1) at least two ether linkages, (2) at least one
hydroxyl group, and (3) at least one group
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—_— CHzCH - CHZ
\ /
O

and being as defined in claim 1.

4. The process of claim 3 wherein the fibrous article
containing the absorbed additive and catalyst 1s heated
at a temperature of from about 90° to 230° C.

5. The process of claim 4 wherein the fibrous article
is heated for a period of from about 5 seconds to about

240 minutes.
6. The process of claim 3 wherein the liquid medium

contains said hydrophilic fiber additive in an amount of
from about 0.1 to 5 percent by weight.

7. The process of claim 3 wherein the fibrous article
is contacted with a first liquid medium containing the
nitrogen catalyst and then with a second liquid medium

containing the nitrogen catalyst.

8. The process of claim 3 wherein the liquid medium
is at a temperature of from about 10° to 60° C. and satd
fibrous article is contacted with said liquid medium for
a period of from about 0.01 to 1 hour.

9. The process of claim 3 wherein the fibrous article
to be heated has incorporated therein hydrophilic fiber
additive in an amount of up to about 5 percent by
weight of the fibrous article.

10. The process of claim 3 wherein the liquid medium
is an organic solvent for the selected hydrophilic ether

additive.
11. The process of claim 3 wherein the liquid medium

contains a dye.

12. The process of claim 3 wherein the fiber-forming
thermoplastic material comprises a member selected
from the group consisting of polyamide, polyester,
polyacrylonitrile and blends thereof.

13. A fibrous article from fiber-forming thermoplastic

material having incorporated therein, to provide im-

proved water absorbency and charge dissipation prop-

erties, at least one hydrophilic additive, being as defined

in claim 1.
14. The fibrous article of claim 13 wherein the fiber-

forming thermoplastic material comprises a member
selected from the group consisting of polyamide, poly-

ester, polyacrylonitrile and blends thereof.
% * % X
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